The leaves and roots of Cipadessa cinerascens (PELL.) HAND-MAZZ (Meliaceae), a shrub distributed in Southwest China, are used for the treatment of rheumatism, malaria, scald and skin itch.
showed that 1 was trijugin type limonoid, [7] [8] [9] characterized by a five-membered ring C with an exocyclic carbonyl at C-9. Three acetyl groups were located at C-2, C-3 and C-12 by the HMBC cross signals between H-2 (d H (Fig. 2) . X-Ray crystallographic analysis of 1 (Fig. 3) (Fig. 2) . A hydroxyl group resonated at d 4.72 gave HMBC correlations with C-9 and C-11, and NOESY correlation with H-12a, allowing it to be assigned to C-11a. The remaining structure was confirmed by HMBC and NOESY experiments (Fig. 2) .
Cipadesin F (3) was isolated as white powder. Its molecular formula C 31 H 40 O 11 was concluded from the quasi-molecular ion peak at m/z 611.2471 [MϩNa] ϩ in the HR-ESI-MS. Four ester carbonyl groups were revealed by the IR peak at 1739 cm Ϫ1 and
13
C-NMR signals at d 175.0, 170.7, 170.2 and 169.9. HMBC experiment (Fig. 2) showed that 3 was methyl angolensate type limonoid, 10, 11) characterized by a six-membered ring C connected with ring A by C-9 and C-10. The structure of 3 was determined by NMR data in DMSO-d 6 signed as HO-9a on the basis of its correlations with C-8, C-9, C-10 and C-11 in HMBC experiment, and with H-11a in NOESY experiment (Fig. 2) . Two acetyl groups were placed at C-2 and C-3 by the HMBC cross signals between H-2, OAc, and between H-3, OAc. The relative stereochemistry of 3 was determined by NOESY experiment.
Experimental
General Melting points were measured on an X-6 melting point apparatus and are uncorrected. Optical rotations were measured on a Perkin-Elmer 341 automatic polarimeter. UV and IR spectra were recorded on a Lambda 35 spectrometer and a Perkin-Elmer FT-IR spectrometer (KBr disk), respectively. Mass spectra were obtained on a Finnigan-LCQ DECA mass spectrometer (ESI-MS) and a Bruker Daltonics Bio TOF-Q mass spectrometer (HR-ESI-MS). NMR spectra were carried out on a Bruker Avance 600 spectrometer with TMS as internal standard. Column chromatography was carried out on silica gel Extraction and Isolation Air-dried and powdered leaves and bark (4.8 kg) were percolated with 95% EtOH (40 lϫ2, each 7 d) at room temperature. After evaporation of the solvents in vacuo at 50°C, a residue (310 g) was obtained. This residue was suspended in H 2 O (1 l) and extracted with CHCl 3 (1 lϫ3). The CHCl 3 extract (75 g) was partitioned between 95% aqueous MeOH and petroleum ether (60-90°C) to yield the MeOH soluble fraction (45 g). b-Daucosterol (4 g) was obtained by crystallization of MeOH soluble fraction from MeOH, and the remnant was then subjected to silica gel column (f8ϫL 25 cm, 800 g) and eluted with CHCl 3 -EtOAcMeOH (25 : 5 : 1) to give fractions A-C (A, 1.3 g; B, 12.2 g; C, 2.5 g). bSitosterol (580 mg) was obtained by crystallization of fraction A from MeOH. Fraction B was subjected to MCI gel column (f5ϫL 12 cm, 150 g) and eluted with a gradient mixture of H 2 O and MeOH (1 : 1, 3 : 7, 1 : 9, 0 : 1, each 2 l) to give fractions BA-BD. 1 (310 mg) was obtained by crystallization of fraction BB (2.7 g) from MeOH, and the remnant was then subjected to silica gel column (f5ϫL 20 cm, 300 g) and eluted with CHCl 3 -EtOAcMeOH (50 : 5 : 1) to give fractions BBA-BBD. Fraction BBA (1.50 g) was further separated over silica gel 60 column (f3.5ϫL 15 cm, 80 g) using petroleum ether (60-90°C)-acetone (4 : 1) to give fractions BBAA and BBAB. Fraction BBAA was subjected to RP-18 silica gel column (f2ϫL 20 cm, 40 g) and eluted with water-methanol (2 : 3) to give white powder (160 mg), which was divided into subfractions 1-3 by reversed phase HPLC (56% aqueous MeOH, 3 ml/min, 227 nm). 2 (9 mg) and 3 (12 mg) were obtained from subfraction 1 (28 mg) by HPLC (47% aqueous CH 3 CN, 3 ml/min, 227 nm). Fraction BBB (170 mg) was further separated over silica gel 60 column (f2ϫL 17 cm, 30 g) using petroleum ether (60-90°C)-acetone (6 : 1) to give yellow oily residue (50 mg), from which 8,15-dihydroxy-13E-labdane (20 mg) was obtained by crystallization from MeOH at 4°C. , F (000)ϭ684, Tϭ296 (2) K. Of the 4231 reflections collected, 3886 were unique (R int ϭ0.0064). The structure was solved by direct method with SHELX 97 12) and refined by fullmatrix least-squares on F
2
. Final refinement: data/restraints/parametersϭ3886/1/424; R1ϭ0.0644 (all data), wR2ϭ 0.1084 (all data); the Flack absolute structure parameterϭ0 (10), and GOFϭ0.945. The H coordinates were determined by calculated geometry. The maximum and minimum peaks on the final difference Fourier map corresponded to 0.188 and Ϫ0.228 e
